3-Acyl imidazo[l,2-a]pyridines with no substituent at position 2 were obtained in moderate to good yields in an improved version of the Tisler protocol for the synthesis of imidazo[l,2-x]azines. It was found that yields are significantly improved if the reaction is carried out in the presence of DMF or in some cases in the absence of a solvent.
A revised approach to the synthesis of 3-acyl imidazo without solvent (Scheme 1). On cooling the reaction mixture, a thick precipitate formed which was purified by filtration through a plug of silica gel to furnish the desired 3-benzoyl imidazo[l,2-a]pyridine 4a in 90 % yield. On the other hand, application of the procedure using other bromoacetophenones required a solvent. Whereas yields with Protic solvents (ethyl or methyl alcohol) were low, they improved with acetonitrile and were even better with dry DMF for the condensation reaction. Another pyridyl formamidine 3 (R| = Br) and various α-bromoketones, including 1,3-dichloroacetone (product 4j), were included. Table 1 summarizes the yields obtained from this modified methodology. All compounds were adequately characterized ( Table 2 ). The characteristic feature in the 1 Η NMR spectra of isolated products 4 was the low field chemical shift of H-5 (δ 9.67 -9.89). A revised approach to the synthesis of 3-acyl imidazo
Scheme 1
The mechanistic pathway described for the process 4 considers initial alkylation of the nitrogen of the pyridyl formamidine ring with the α-bromoketone, followed by an intramolecular nucleophilic attack of a carbanion (adjacent to the quaternary nitrogen) on the amidine carbon and elimination of dimethylamine. In accordance to the results obtained, the outcome of the process is dependent on both structural factors and solvent selection. The intramolecular cyclization should be favoured in solvent free conditions, as indeed was the case for the first experiment. In the second example a solvent was required due to the insolubility of the components, and DMF turned out to be the best solvent.
Finally, the reaction crude showed neutral pH, indicating that the intermediate involved in the cyclization step is the enol rather than the carbanion.
EXPERIMENTAL
Melting points were measured on an Electrothermal melting point apparatus and are uncorrected. 'H and 
General procedure for the synthesis of 3-acyl imidazo|l,2-a]pyridines 4
/V-Pyridyl formamidine 3 (R,= Η or Br) (3.36 mmol) was dissolved in 5 mL DMF and stirred under a nitrogen atmosphere. To this solution, the corresponding 2-haloketone (3.36 mmol) dissolved in 5 mL DMF was added and the mixture heated at 65-70°C until disappearance (tic) of starting materials. The reaction mixture was allowed to cool to room temperature, acidified water (5% HCl, 15 mL) added and stirring continued for 5 min. Extraction with dichloromethane (3 χ 20 mL) followed by drying (Na 2 S0 4 anh.) and solvent removal under reduced pressure gave the crude product which was further re-crystallized from ethyl alcohol. 
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